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Inelastic neutron scattering study of crystal field excitations of Nd** in NdFeAsO
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Inelastic neutron scattering experiments were performed to investigate the crystalline electric field (CEF)
excitations of Nd** (J = 9/2) in the iron pnictide NdFeAsO. The crystal field level structures for both the high-
temperature paramagnetic phase and the low-temperature antiferromagnetic phase of NdFeAsO are constructed.
The variation of CEF excitations of Nd** reflects not only the change of local symmetry but also the change
of magnetic ordered state of the Fe sublattice. By analyzing the crystal field interaction with a crystal field
Hamiltonian, the crystal field parameters are obtained. It was found that the sign of the fourth- and sixth-order
crystal field parameters change upon the magnetic phase transition at ~140 K, which may be due to the variation
of exchange interactions between the 4f and conduction electrons.

DOI: 10.1103/PhysRevB.88.214419

I. INTRODUCTION

The discovery of superconductivity at 7, = 26 K in
LaFeAsO,_,F, has triggered extensive research on the physi-
cal properties and the superconducting mechanism of Fe-based
superconductors.'?> Superconducting transition temperatures
higher than 50 K can be reached if the nonmagnetic La atom
is replaced by a magnetic rare-earth element R, such as Pr,
Nd, and Sm.>-® The resulting enhancement of T, is mostly
due to the variation of the geometric factors rather than the
rare-earth magnetism.?”-3 Nevertheless, the interplay between
the Fe 3d and rare-earth 4f magnetism in Fe pnictides still
plays an important role in determining the structural and
physical properties of these materials. For instance, strong
couplings between rare-earth and Fe magnetism are observed
in both CeFeAsO and SmFeAsO parent compounds.®-* For the
specific case of NdFeAsO, the Fe spin-density-wave (SDW)
transition at Tspw = 137 K is found to be preceded by a
tetragonal-to-orthorhombic structural phase transition at T
= 142 K. A spin-reorientation of the Fe magnetic sublattice
takes place upon the ordering of the Nd moments at low
temperature. %13

As a major interaction in rare-earth compounds, the
crystalline electric field (CEF) interaction reflects directly
the electrical and magnetic potential on the rare-earth site,
which is created by neighboring ions.'*!> The experimental
determination of the structure and parameters of CEF is of
a considerable importance in order to get deeper insights
into the related energy scale, and therefore to enhance
the understanding of the physical properties of rare-earth
contained compounds, based on the degeneracy of the CEF
states. As the CEF interaction in the NdFe AsO parent phase has
to date not been investigated, we have probed the crystal field
excitations of Nd** in NdFeAsO by means of inelastic neutron
scattering. By performing a CEF analysis with a single-ion
model Hamiltonian, the crystal field levels are established and
the related parameters are extracted for both the paramagnetic
and antiferromagnetic phases. The ground state of the Nd** ion
was found to be a magnetic doublet in the high-temperature
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paramagnetic phase, while the molecular field generated by
the long-range order of the Fe moments lifts the degeneracy
further, resulting in a magnetic singlet ground state in the
low-temperature antiferromagnetic phase. It was also found
that both fourth- and sixth-rank crystal field interactions are
quite different due to the variation of rare-earth conduction
electron interactions in the two different phases.

II. EXPERIMENTAL DETAILS

Polycrystalline sample of NdFeAsO was prepared by stan-
dard solid state chemistry methods as previously reported.!®
The powder NdFeAsO sample was examined by laboratory
x-ray diffraction (XRD) on a Huber G670 Guinier imaging
plate diffractometer with Cu Ko radiation and a Ge(111)
monochromator. The inelastic neutron scattering measure-
ments were performed, in the temperature range from 1.6 to
200 K, on the direct-geometry thermal-neutron time-of-flight
spectrometer IN4C at the Institut Laue Langevin (Grenoble,
France). In order to cover an extended Q range and to
gain in energy resolution, two incident wavelengths of A;
= 1.11 and 2.22 A were selected using a pyrolitic graphite
monochromator. About 7 g of NdFeAsO powder sample was
put inside a thin aluminum sample holder that was fixed
to the cold tip of the sample stick of a standard orange
cryostat. Standard corrections including detector efficiency
calibration and background substraction were performed.
The data analysis was done using ILL software tools. The
temperature dependence of the magnetic susceptibility of
the NdFeAsO sample was measured on a Quantum Design
magnetic property measurement system (MPMS-XLY) in the
temperature range from 2 to 300 K.

III. RESULTS AND DISCUSSION

The x-ray diffraction pattern of the NdFeAsO powder
sample at room temperature is shown in Fig. 1. The compound
crystalizes in the tetragonal ZrCuSiAs-type structure with
space group P4/nmm. Rietveld refinement of the crystal
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FIG. 1. (Color online) The room-temperature XRD refinement
pattern for NdFeAsO. The vertical bars at the bottom indicate the
Bragg reflection positions. The lowest curve is the difference between
the observed and the calculated patterns. The reflections originating
from impurities are marked with asterisks.

structure leads to lattice parameters of a = 3.965(2) and
c = 8.587(2) A. The lattice parameters derived from XRD
measurements are in good agreement with our previous
work.'® Further, the XRD pattern exhibits few weak peaks
arising from Nd,O; and FeAs impurities. Since the amount of
the impurity phase is small with a total weight fraction of less
than 5%, it will not affect the inelastic neutron spectra and the
CEF analysis of the main phase of NdFeAsO.

Figures 2(a) and 2(b) show the Bose-factor-corrected
S(Q,w) plots for NdFeAsO at 5 and 160 K, respectively. Above
Tspw, both the lattice and CEF excitations contribute to the
spectra. Below Tspw, the neutron scattering intensity contains
also a contribution of magnon scattering. Other inelastic
neutron scattering studies of Fe pnictides have shown that
the integrated cross sections of the Fe spin wave excitations
in these materials are relatively small compared to that of
phonon and CEF excitations.!”>!® Therefore, the CEF and
lattice (phonon) excitations dominate the neutron spectra
while the magnon scattering can be neglected during the
data analysis, as presently done. The generalized phonon
density of states (GDOS)'® was collected using an incident
neutron wavelength A; = 1.11 A. The GDOS [Fig. 2(c)]
was extracted from the angle-integrated data over the high-Q
region of the (Q,w) space. The incoherent approximation
is applied in the same way as in previous works dealing
with phonon dynamics in Fe pnictides.’>>* Our phonon
spectra agree well with other measurements on NdFeAsO and
NdFeAsO;_,F, using inelastic x-ray scattering techniques.**
Further, the present GDOS shows similar features as those
of the isostructural LaFeAsO;_,F, compound obtained via
inelastic neutron scattering measurements.>> One can notice
that, upon the structural phase transition, the observed phonon
features change only slightly. It is known that the phonon
scattering intensity generally increases proportional to Q7.
Pure CEF excitations, which are not coupled to propagating
modes, are local excitations. They do not possess a char-
acteristic dispersion, and the scattering intensity decreases
with Q following a magnetic form factor. By considering
the different O-dependence behaviors of phonon and CEF
excitations, the contribution from CEF excitations can be
separated by subtracting the high-Q spectra which contain

PHYSICAL REVIEW B 88, 214419 (2013)

z Intensity(arb. units) £

[

Y
0 10 20 30 40 50 60
Energy (meV)

5 .
z, @ B¢ cA=222A
S A=111A
83 1
s T=5K
22 )
‘®
81 .
£ ; E

0 N N K A st

-20 -10 0 10 20 30 40 50 60

Energy (meV)

2, @ | A=222 A
S A A=1.11A
£
s T=160K
> i
‘®
[ =
K]
£ =

10 20 30
Energy (meV)

FIG. 2. (Color online) (a) and (b) The experimental Bose-factor
corrected S(Q,w) plots for NdFeAsO at 5 and 160 K obtained using
an incident neutron wavelength of 1.11 A. For clarity, a logarithmic
representation is used for the intensities. (c) The experimentally
generalized phonon density of states (GDOS) at 5 and 160 K
for NdFeAsO. The GDOS was extracted within the incoherent
approximation framework where the data was angle-averaged over
the high-Q region of the (Q,w) space of (a) and (b), i.e., 7 < O <
10A-1, (d) and (e) Energy spectra of the CEF excitations of NdFe AsO
at 5 and 160 K. The dash-dotted lines denote the elastic scattering
line, the dotted line denotes the quasielastic scattering line shape fit,
the dashed lines represent the fit of individual CEF transitions as
described in the text, and the solid line is a fit of the whole inelastic
neutron scattering spectrum. The labeled peaks correspond to the
representative CEF transitions marked in Fig. 3(b).

phonon scattering from the low-Q spectra corresponding to
both CEF and phonon scattering, as described in Ref. 26.
Thus, the CEF scattering in NdFeAsO are presently obtained
by subtracting the data summed over the high-Q range of
7<0<84 A~ from the low-angle data summed over the
low-Q range of 2.8 < Q0 <4.2 A‘l, after scaling by a constant
factor at each temperature.
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The obtained CEF excitation spectra at 5 and 160 K are
shown in Figs. 2(d) and 2(e) as plots of the energy dependence
of the scattering intensity. With increasing temperature, the
intensities of all inelastic peaks in Fig. 2(d) are decreased,
indicating that these peaks originate from the excitations
between the ground state to excited states. As the temperature
increases to 160 K, few new peaks are observed and their
intensity increases with increasing temperature. These peaks
can be assigned to the CEF transitions between the populated
excited states. Further, the deexcitation transition from the
excited states to the ground state can be also observed on
the neutron energy gain side (negative energy) of the spectra
in Fig. 2(e). The dynamic structure factors of the neutron
energy gain and neutron energy loss processes are related
to each other through the principle of detailed balance, i.e.,
S(—w) = e "/¥T S(w). To interpret the CEF spectra, we
analyze the data in the framework of the following ionic CEF
model Hamiltonian:

H = Hcpr + 215(g7 — DBualJ, (D

where Hcgr represents the crystalline electric field Hamilto-
nian, which describes the CEF interaction at the Nd37 site in
the NdFeAsO compound. The second term is the contribution
of a molecular magnetic field coupling to the total angular
momentum J of the Nd>* ion.

In the high-temperature tetragonal phase, the Nd** cations
are located at the 2c¢ site under the Cy4, local symmetry. The
corresponding CEF Hamiltonian can be written as AL =
BYOY + BYOY + B O} + B2O? + B O}, where the B!" are
the CEF parameters and the O are the CEF Stevens equivalent
operators as defined in Ref. 27. The crystal field of the Cy,
symmetry splits the tenfold multiplets of a free Nd** ion into
three I'g and two I'; Kramers doublets. In the low-temperature
orthorhombic phase, the Nd** #1, /2 ground multiplets are split
by the orthorhombic crystal field of the C,, symmetry into
five Kramers doublets, namely five I's states. The CEF Hamil-
tonian reads as Ao = BYOY + B202 + BYOY + B20? +
B} OAQ‘ + Bg 08 + B? OAg + B Og + Bg Og. In principle, four
CEF excitation peaks are expected to be observed at 5 K. Any
further splitting of CEF peaks in the orthorhombic phase would
indicate that the molecular field, i.e., the effective exchange
magnetic field By, induced by the Fe magnetic sublattice,
plays an important role, and the degeneracy would be further
lifted. The local structure surrounding the Nd3* ion at 5 K is
illustrated in Fig. 3(a).

Within the dipole approximation, the differential cross-
section for unpolarized neutron scattering and for a CEF
transition from state |i) to | j) can be expressed as

. . 2
d’c(i — j) . Nﬁ (hyez) o2V

dQdE  ~  k \ mc?

2

1
igJF(Q)

X Y mil (LI (E: — Ej + hoo),  (2)

iJ
where k; and k, are the initial and final neutron wave
vectors, and hw is the energy transfer. y is the neutron
gyromagnetic ratio, e?>/mc? is the classical electron radius,
gy is the Landé factor, F(Q) is the magnetic form factor,
e 2V is the Debye-Waller factor, n; is the probability
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FIG. 3. (Color online) (a) Illustration of the local structure of the
Nd** ion at 5 K. It is subject to a crystal electric field generated by the
neighboring arsenic and oxygen ions, and a molecular field induced by
the long-range order of the iron spins. (b) Scheme of the energy-levels
of Nd3* cations in NdFeAsO for the lowest J multiplets under the
tetragonal and orthorhombic structural environments, as derived from
neutron spectroscopy. The values of energies at 160 K are sorted in
increasing order: 0, 7.45, 20.69, 35.51, and 56.12 meV. Similarly, we
show the energies at 5 K: 0, 2.81, 7.38, 8.56, 19.86, 22.16, 36.44,
37.55, 47.86, and 49.75 meV. It is noted that the excitations between
any ['¢ and I'; states are allowed by the selection rules of neutron
scattering at 160 K. The arrows indicate few representative CEF
transitions as extracted from our neutron spectra. (c) The charge
density distribution of Nd** in NdFeAsO at 5 K.

distribution of initial states, and J, is the component of
the total angular-momentum operator perpendicular to Q.
The powder-averaged cross section Eq. (2) can be used for
a direct comparison with the CEF scattering data obtained
using a polycrystalline sample. By taking into account the
observed CEF energy positions, transition intensities, and
the evolution of the spectra as a function of temperature, a
relevant fit is performed allowing us to obtain reliable crystal
field parameters that can be used to describe the behavior
of the CEF excitations in NdFeAsO.?®As indicated by the
solid lines in Figs. 2(d) and 2(e), the results of the fitting
lead to a good agreement with the observed spectra. Two
sets of CEF parameters are obtained, at 5 and 160 K, and
listed in Table I. A schematic diagram of the splitting of the
Nd** 41, /2 ground multiplet is presented in Fig. 3(b). Clearly,
the ground state at 5 K is a magnetic singlet, whereas the
ground state at 160 K is a magnetic doublet. Usually, the
different ground states would result in a different quasielastic
scattering behavior. The comparison of the neutron spectra
at 5 K [Fig. 2(d)] and at 160 K [Fig. 2(e)] highlights the
noticeable appearance of a considerable quasielastic peak
intensity nearby the resolution limit of the elastic peak. The
quasielastic signal can be understood as being due to the
spin fluctuations occurring within the degenerate ground
state of Nd** ions. It favors the multiplet ground state. The
strong quasielastic peak observed at 160 K is mainly due to
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TABLE 1. The CEF parameters (meV) of NdFeAsO at 5 and 160 K. The molecular fields obtained at 5 K are B, ; = 11.2(3) T, B;
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mol —

B B B2 B¢ B¢

117G3) T.
B B; BY B?

5K —0.56709) 4.13)x1072  1.12)x10°3

160K —0.584(9) —2.6(3)x10"

—8.8(3)x107% —3.2(2)x1072 —8.6(5)x1075 5.1(4)x10™* 6.7(4)x10~* 1.9(3)x 1073
—5.7(3)x 1072

1.5(5)x10~* 4.6(5)x107*

the magnetic doublet ground state with wave function ¥, =
0.2505|3, 1) 4+ 0.2239|3, F2) 4+ 0.9419]3, £3), whereas
the ground state at 5 K is a magnetic singlet
with wave function v, =0.9585|2, —3) — 0.0403|3,
—71) —0.1268|3, —3) +0.0144|3, —3) 4+ 0.0255|3, — 1) —
0.0028(2,1) —0.2467|2,3) + 0.0344|2,3) 4+ 0.0198|2,2) —
0.01733,2).

Generally, the CEF parameters of insulating materials can
be obtained from point-charge-model based calculations.?
It is assumed that the wave functions of the 4f and the
neighboring ions do not overlap, and the electrostatic crystal
field potential is only created by the charge distribution
of the neighboring ions. However, in metallic systems,
the conduction electrons screen out the neighboring ionic
point charge contribution, and the interaction between the
4f and the conduction electrons plays an important role in
the determination of CEF parameters. At the rare-earth sites,
the conduction and the 4f electrons interact via direct and
exchange Coulomb interactions.**3? It was found that the
exchange coulombic contribution of the conduction electrons
to the CEF in rare-earth intermetallics may counterbalance the
direct Coulomb contribution. Therefore, this would change
the sign and magnitude of the effective CEF parameters Bff
and BY.32% By comparing the CEF parameters obtained at
5 and 160 K, the BY, Bj, and Bg are found to not exhibit a
strong variation at the two different phases, while both the sign
and magnitude of BY and B are affected. It is suggested that
the exchange contribution is larger in the antiferromagnetic
phase than in the paramagnetic phase of the metallic NdFeAsO
system due to the stronger overlap of the radial wave functions
of the 4f and conduction electrons.

The CEF parameters determined from our inelastic neutron
scattering measurements, at 5 K, allowed us to calculate the
spatial charge density distribution of the 4f electrons of Nd**
in NdFeAsO.** As illustrated in Fig. 3(c), the charge density
distribution is significantly nonspherical with a slight variation
in the ab plane, and a large contraction along the ¢ axis. The
distortion of the charge density by CEF will lead to the magne-
tocrystalline anisotropy of the compound. Given the fact that
the Nd** cations possess a negative second-order Stevens fac-
tor ay, the easy-axis anisotropy of the Nd magnetic sublattice
at 5 K is expected to be along the ¢ axis. This is similar to the
case of the isostructural SmFeAsO and CeFeAsO compounds,
where the moment directions of the Sm and Ce atoms were
determined to be along the ¢ axis, between Tl\lf E and Tspw.B®
The rare-earth magnetic order in this temperature range was
confirmed to be induced by the 3d-4f exchange interactions.

Extensive research efforts have been made to understand
the role the rare-earth elements played in the emergence
of the physical properties of the rare-earth-containing iron
oxyarsenides, as well as the effects and significance of the

correlation between the rare-earth and iron magnetism. From
the analysis of the low-energy spin excitations in the undoped
CeFeAsO, using a Heisenberg model,® it is argued that the
magnetic coupling between the Ce and Fe spins is negligible.
However, the investigation of the CEF excitations in CeFeAsO
confirmed the occurrence of an interplay between Ce and
Fe magnetic ions since the molecular field of the Fe spins
acting on the Ce ions is deduced to be larger than 1 meV."”
The discrepancy may be due to the underestimation of Ce-Fe
exchange interaction,® as the Ce spin wave excitation might
not be sensitive to the Ce-Fe coupling. Regarding to NdFeAsO
compound, the interplay between Nd and Fe magnetism is
complex and is more pronounced as the order-order transition
of the Fe magnetic sublattice exhibits a closer proximity to the
onset of the Nd magnetic order.'! In the present work, the Fe
molecular field acting on the Nd ions is found to be around
11T at 5 K. The magnitude of the molecular field in NdFeAsO
is similar to that in CeFeAsO,!” highlighting the importance
of the coupling between the rare-earth and iron ions, as well
as the very similar Fe magnetism in the rare-earth-containing
iron oxyarsenides.

In order to get deeper insights into the effect of the
molecular field of the Fe atoms on the CEF excitations, a plot
of S(Q,w) at 5 K, obtained from better energy resolution data
(incident neutron wavelength of 2.22 A) is shown in Fig. 4(a).
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FIG. 4. (Color online) (a) The experimental Bose-factor cor-
rected S(Q,w) plots for NdFeAsO at 5 K obtained using an incident
neutron wavelength of 2.22 A. For clarity, a logarithmic representa-
tion is used for the intensity. (b) The temperature dependence of
the CEF excitations within the energy range 2-12 meV. (c¢) The
temperature dependence of the peak splitting parameter. The lines
are guides to the eyes. The inset shows an enlarged view between 0
and 30 K.
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Two peaks are clearly observed at 7.24 and 8.59 meV (labeled
B and C, respectively). Their intensity decreases following the
square of the magnetic form factor F(Q). The evolution of the
related INS spectra as a function of temperature is shown in
Fig. 4(b). As the observed CEF peak intensity is proportional to
the ground state transition matrix elements, |(F§] )|J L|Fgl)) 12,
the marked decrease in the intensity of B and C hints at the
decrease of the Van Vleck contributions to the static magnetic
susceptibility. The temperature dependence of the estimated
splitting parameter, P = [Ecy—E(p)1/[E(c)+Es)], reveals that
the SDW transition occurs around 140 K. This is associated
with a long-range antiferromagnetic order of the Fe moments.
Additionally, as shown in the inset of Fig. 4(c), the splitting pa-
rameter reaches its maximum at 2 K and is reduced below 2 K.
The latter finding indicates that the local potential at the Nd**
sites is changed due to the change of the Fe molecular field
upon the spin-reorientation transition of Fe in NdFeAsO.'?
Given the fact that the Nd moments order antiferromagneti-
cally below 2 K in polycrystalline NdFe AsO samples,'*-'? the
effective exchange field due to the Nd magnetic sublattice
will influence the crystal field levels of Nd** below 2 K.
A similar phenomenon has been reported for PrFeAsO,'® in
which a collapse of the splitting has been observed when the
Pr sublattice orders magnetically at 75 = 12 K.

The magnetic susceptibility follows the Van Vleck formula
and it can be expressed in the form of matrix elements of CEF
Hamiltonian. Therefore, the magnetic susceptibilities with
magnetic fields applied in the ab plane and along the ¢ axis
can be calculated using the obtained CEF model Hamiltonian.
The powder-averaged magnetic susceptibility can be deduced
as the sum of the two magnetic field-dependent contributions,
as shown in Fig. 5(a). The solid lines represent the calculated
magnetic susceptibility, while the measured temperature
dependence of the inverse magnetic susceptibility of the
NdFeAsO powder sample are shown as open squares. The
calculated susceptibility, using the CEF model, is found to
be in a good agreement with the experimental data, except
for the low-temperature range, in which the contribution from
Fe spin density wave is present. The agreement between the
measured and calculated magnetic susceptibility suggests that
the obtained CEF parameters are reliable and they are able
to describe the magnetic properties of NdFeAsO. Figure 5(b)
shows the calculated contribution of the CEF excitations
to the specific heat of NdFeAsO, employing a multilevel
Schottky model. The prominent Schottky anomaly takes
place at around 25 K, and the Schottky contribution extends
up to high temperatures. The specific heat measurement of
NdFeAsO single crystal has been performed by Tian et al.
[Fig. 1(a) in Ref. 11]. Below 10 K, the specific heat increases
with decreasing temperature. Given that the Schottky specific
heat approaches zero at low temperatures due to very little
probability of transition, the specific heat signal below 10 K is
mainly due to the Nd magnetism and the hyperfine contribution
in NdFeAsO. Above 10 K, the phonon contribution is
significant and it dominates the specific heat signal. Although
the calculated Schottky contribution at 25 K could not be
observed clearly since it was hidden by a strong phonon signal,
the calculated specific heat spreads over a reasonable range,
and this is consistent with the experimental specific heat data.

PHYSICAL REVIEW B 88, 214419 (2013)
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FIG. 5. (Color online) (a) Temperature dependence of the inverse
magnetic susceptibility of NdFeAsO. Open squares: the experimental
data. Solid lines: the calculated results according to the CEF model
Hamiltonian with a field applied in the ab plane and along the axis,
respectively. The sum curve yro = 1/3 X + 2/3 Xap, corresponding
to the magnetic susceptibility measurement of the polycrystalline
sample. (b) The calculated Schottky contribution to the specific heat
for NdFeAsO. An enlarged view at the low-temperature range is
shown in the inset.

IV. CONCLUSIONS

In summary, we have performed temperature-dependent
inelastic neutron scattering measurements of the crystal field
excitations in NdFeAsO. With decreasing tempeature, the
crystal field ground state of Nd** changes from a magnetic
doublet to a magnetic singlet state, accompanied by the
occurrence of a long-range magnetic ordering of the Fe
moments. The crystal field parameters of the Nd** ions have
been determined, for both the high-temperature paramagnetic
and the low-temperature antiferromagnetic phases, based on
the analysis of the inelastic neutron spectra using a single-ion
crystal field model Hamiltonian. The significant variation of
the high-order CEF parameters, found to occur upon the
magnetic phase transition, reflects a pronounced difference
in the exchange interaction between the rare-earth 4f and
conduction electrons.
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